Mono[6-(3-azidopropylamino-6-deoxy)]-β-cyclodextrin. A solution of dry mono(6-p-
toluenesulfonyl)-β-cyclodextrin [3] (80 mg, 0.06 mmol) in 3-azidopropylamine (0.1 mL) was left under stirring for 14 h at 80 o C. Η 2 Ο then was added (5 mL) and the solvents were evaporated under reduced pressure. The oily mixture was dissolved in H 2 O, the pH of the solution was adjusted to 9 with NaOH (aq) (10%, v/v) and a cation-exchange resin (Amberlite IR120, H + , 1.4 g) was added to remove extra 3-azidopropylamine. The mixture was filtered, the pH of the filtrate was adjusted to 9 with NaOH (aq) (10%, v/v) and a anion-exchange resin (Amberlite IRA-400, 600 mg) was added to remove free p-toluenesulfonic acid. The mixture was filtered, the pH of the filtrate was adjusted to 7 with HCl (aq) (10%, v/v) and it was dialyzed for 3 h to remove the salts. After evaporating the solvents under reduced pressure, the product was isolated as a white powder, (483 mg, 85% under stirring for 1 h at 0 °C. Diisopropylethylamine (15.8 μL, 0.09 mmol) was subsequently added at rt until the pH of the solution was 8-9. Finally, mono (6) (7) (8) (9) (10) (11) (12) (13) (14) (15) N-amino-6-deoxy)-β-cyclodextrin (38.7 mg, 0.03 mmol) was gradually added and the solution was stirred for 72 h s5 at 35 °C. During the reaction, the pH was always adjusted to 9 with additional diisopropylethylamine. The product was purified by successive solid-phase extractions (an SPE column packed with Alumina-A followed by an SPE column packed with silica gel modified with carboxy groups), by which excessive mono (6) (7) (8) (9) (10) (11) (12) (13) (14) (15) N-amino-6-deoxy)-β-cyclodextrin was removed. The pH of the solution was adjusted to 7 and dialyzed for 12 h.
The desired product was isolated as a white solid (4 mg, 10% 
Computational procedure
All semiempirical calculations were performed by the MOPAC 2012 program (Version 13.071L), [5] using the PM3 parameterization [6] . Molecular geometries were fully optimized by the Eigenvector Following approach (EF), using convergence criteria corresponding to a maximum gradient norm of 0.05 kcal mol −1 Å −1 . Solvation effects were treated by the Conductor-like Screening Model (COSMO) approach [7] , using a dielectric constant of 78.4
(at 298 K) [8] and a radius of 1.3 Å for water. Density functional theory calculations were performed by the Gaussian 03 suite [9] , using the B3P86 functional [10] with the 6-31G(d',p') basis set [11] .
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